Experimental Procedures

N-(2,4-Dimethylbenzyl)benzamide (4a)
N- (2, benzamide (4a) was synthesized according to TP 1 from benzamide (242 mg, 2.0 mmol), paraformaldehyde (72 mg, 2.4 mmol), m-xylene (0.74 mL, 6.0 mmol, 3 equiv.) and Bi(OTf) 3 (66 mg, 0.1 mmol) in nitromethane (4 mL) at 100 °C for 16 h. Purification by chromatography (hexane:EtOAc 4:1) yielded the product as colorless solid (403 mg, 84%, ratio of regioisomers 15:1). m.p.: 94 -95 °C. 
N-(2,4,6-Trimethylbenzyl)benzamide (4b)
N- (2, 4, benzamide (4b) was synthesized according to TP 1 from benzamide (242 mg, 2.0 mmol), paraformaldehyde (72 mg, 2.4 mmol), mesitylene (0.83 mL, 6.0 mmol, 3 equiv.) and Bi(OTf) 3 (66 mg, 0.1 mmol) in nitromethane (4 mL) at 100 °C for 16 h. Purification by chromatography (hexane:EtOAc 4:1) yielded the product as colorless solid (371 mg, 73%). 
C-NMR
N-(2-Methoxybenzyl)benzamide (4c)
N-(2-Methoxybenzyl)benzamide (4c) was synthesized according to TP 1 from benzamide (61 mg, 0.5 mmol), formalin (45 μL , 37 wt% solution in H 2 O, 0.6 mmol), anisole (0.22 mL, 2.0 mmol, 4 equiv.) and Bi(OTf) 3 (16 mg, 0.1 mmol) in nitromethane (2 mL) at 100 °C for 24 h. Purification by chromatography (hexane:EtOAc 9:1 4:1) yielded the product as yellow solid (82 mg, 68%, ratio of regioisomers 3:1). 
N-(3-Bromo-2-methoxybenzyl)benzamide (4d)
N-(5-Bromo-2-methoxybenzyl)benzamide (4d) was synthesized according to TP 1 from benzamide (242 mg, 2.0 mmol), paraformaldehyde (72 mg, 2.4 mmol), 2-bromoanisole (0.74 mL, 6.0 mmol, 3 equiv.) and Bi(OTf) 3 IR (cm 
IR (cm
N-(Benzofuran-3-yl)methyl)benzamide (4p)
N-(Benzofuran-3-yl)benzamide (4p) was synthesized according to TP 1 from benzamide (61 mg, 0.5 mmol), formalin (45 μL, 37 wt% solution in H 2 O , 0.6 mmol), benzofuran (0.16 mL, 1.5 mmol, 3 equiv.) and Bi(OTf) 3 (16 mg, 0.025 mmol) in nitromethane (2 mL) at 40 °C for 24 h. Purification by chromatography (cyclohexane:EtOAc 9:1 4:1) yielded the product as white solid (88 mg, 70%, ratio of regioisomers: 24:1) m.p.: 127-128 °C. Tosyl-1H-indol-3-yl) 31 (s, 3H), 2.29 (s, 3H), 1.99 (s, 3H) . 
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Ethyl-2,4-dimethylbenzylcarbamate (4y)
Ethyl-2,4-dimethylbenzylcarbamate (4y) was synthesized according to TP 1 from urethane (45 mg, 0.5 mmol), paraformaldehyde (19 mg, 0.6 mmol), m-xylene (0.18 mL, 1.5 mmol, 3 equiv.) and Bi(OTf) 3 14 (q, J = 6.9, 6.9 Hz, 2H), 2.31 (s, 6H), 1.25 (t, J = 7.0 Hz, 3H). 
C-NMR
Benzyl-2,4-dimethylbenzylcarbamate (4z)
Benzyl-2,4-dimethylbenzylcarbamate (4z) was synthesized according to TP 1 from benzylcarbamate (76 mg, 0.5 mmol), paraformaldehyde (19 mg, 0.6 mmol), m-xylene (0.18 mL, 1.5 mmol, 3 equiv.) and Bi(OTf) 3 
3-(2,4-Dimethylbenzyl)oxazolidin-2-one (4aa)
3-(2,4-Dimethylbenzyl)oxazolidin-2-one (4aa) was synthesized according to TP 1 from oxazolidin-2-one (44 mg, 0.5 mmol), paraformaldehyde (19 mg, 0.6 mmol), m-xylene (0.18 mL, 1.5 mmol, 3 equiv.) and Bi(OTf) 3 (16 mg, 0.025 mmol) in nitromethane (2 mL) at 100 °C for 6 h. Purification by chromatography (hexane:EtOAc 4:1) yielded the product as colorless oil (73 mg, 71 %, ratio of regioisomers >25:1). 
